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alkylalkylene diamine tricarboxylic acid groups, and 
alkylimino carboxylic acid groups). 



Q. 
Ill 



Printed by Jouve, 75001 PARIS (FR) 



EP 1 110 992 A1 



Description 

BACKGROUND OF THE PRESENT INVENTION 
b 1, Field of the Invention: 

[0001] The present invention relates to a solid polymer electrolyte having high-durability, and more particularly, to 
the solid polymer electrolyte having high-durability, which is excellent in oxidation resistance and preferably employed 
as a solid polymer electrolyte membrane for use in a polymer electrolyte fuel cell, a water electrolysis cell and the like. 

10 

2. Description of Related Art: 

[0002] Solid polymer electrolyte is the solid polymer material, in which the polymer chains have electrolyte groups, 
such as sulfonic acid groups, carboxylic acid groups and the like. The solid polymer electrolyte forms a strong bond 
is . with a specific ion and causes cations or anions to pass through selectively. The solid polymer electrolyte, therefore, 
is formed into particles, fibers, films or the like, and then is utilized for various purposes, such as electrodialysis, diffuse 
dialysis, and a battery. 

[0003] In such backgrounds, for example, the above mentioned solid polymer electrolyte acts as a polymer electrolyte 
membrane for use in a polymer electrolyte fuel cell and a water electrolysis cell. In this case, the polymer electrolyte 

20 fuel cell comprises a proton-conducting solid polymer electrolyte membrane, the both surfaces of which are provided 
with a pair of electrodes. With such structure, the polymer electrolyte fuel cell produces electromotive force in a manner 
of supplying pure H 2 or reformate H 2 gases to one electrode (an anode) as fuel gases, and supplying 0 2 gases or air 
to another electrode as oxidant. Water electrolysis is a process for producing H 2 and 0 2 by electrolyzing water by using 
a solid polymer electrolyte membrane. 

25 [0004] On the other hand, in case of the above-mentioned polymer electrolyte fuel cell and water electrolysis cell, 
peroxide is produced by the electrode reaction, at a catalyst layer formed on a boundary face between a solid polymer 
electrolyte membrane and an electrode. Then peroxide diffuses, and then, the radical reaction occurs to form peroxide 
radicals, thereby causing the electrolyte to be degraded disadvantageously. Forming peroxide radicals is promoted by 
metal ions (Fe 2+ and Cu 2+ and the like) effluent from a tube for supplying mist, blended with supplied-gases for keeping 

30 . electrolyte wetting. 

[0005] To solve such problems, various electrolytes have been developed that are excellent in oxidation resistance. 
Particularly, perfluoro sulfonic acid polymers known under the trade name of "Nafion" available from E.l.du Pont de 
Nemours and Company, have extremely-high chemical stability and are hardly oxidized in the presence of peroxide 
(hydrogen peroxide H 2 0 2 ), because they are the peril uorinated electrolyte materials having C-F bond. Thus perfluor- 

35 osulfonic acid polymers are excellent in property. 

[0006] However, there is such problem that it is difficult to manufacture the perfluorinated perfluorosulfonic acid 
polymers, and it costs too much to obtain the raw materials because of its difficulty in mass production. Accordingly, 
use of the electrolyte membrane made of perfluorosulfonic acid polymer materials is limited to the special destination, 
such as a solid polymer fuel cell for space or military and the like, so it makes difficult to apply perfluorosulfonic acid 

40 polymer materials to unmilitary demands, such as a solid polymer fuel cell for a low-pollution drive source for automobile. 
[0007] While, another materials have been examined and researched, instead of wholly fluorinated perfluorosulfonic 
acid polymers.' For example, following are listed up as a polymer electrolyte other than a fluorinated electrolyte: a 
crosslinked polystyrene-grafted resin membrane introducing sulfonic acid groups disclosed in Swiss patent application 
No. 02 636/93-6, a polyethersulfone resin membrane introducing sulfonic acid groups disclosed in Japanese patent 

45 publication laid-open No. Hei 10-45913. and the like. In addition, Japanese patent publication laid-open No. Hei 
9-102322 discloses a sulfonic acid type ethylene-tetrafluoroethylene (ETFE) copolymer-graft-polystyrene membrane, 
which comprises the main chains formed by copolymerization of a fluorocarbon-based vinyl monomer and a hydrocar- 
bon vinyl monomer and the hydrocarbon-based side chains containing sulfonic acid groups. 
[0008] Furthermore, USP 4,012,303 and USP 4,605,685 disclose a sulfonic acid type ETF E-g raft-poly (trifluorosty- 

50 rene) membrane, which is prepared by graft polymerization of a, p, p-trifluorostyrene and the membrane prepared by 
copolymerization of a fluorocarbon-based vinyl monomer and a hydrocarbon-based vinyl monomer, then introducing 
sulfonic acid groups into the resulting membrane to prepare the desired solid polymer electrolyte membrane. In this 
process, a, p, p-trifluorostyrene, produced by styrene fluorination, is employed instead of styrene on the assumption 
that chemical stability of the side chains introducing sulfonic acid groups in polystyrene is insufficient. 

55 [0009] These electrolyte materials, however, such as a non-fluorinated electrolyte membrane, for example, the 
. crosslinked polystyrene-grafted resin membrane introducing sulfonic acid groups disclosed in Swiss patent application 
No. 02 636/93-6, the polyether sulfone resin membrane introducing sulfonic acid groups disclosed in Japanese patent 
publication laid-open No. Hei 10-45913 and the like, can advantageously be manufactured easier at lower cost than 
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the wholly fluorinated electrolyte membrane represented by Nation, but the non-ftuorinated electrolyte membrane is 
easily degraded by peroxide produced by the electrode reaction, thus the oxidation resistance of which has been 
controlled to be low disadvantageously. Because the non-fluorinated compounds have the hydrocarbon structure sus- 
ceptible to the oxidation reaction caused by peroxide radicals. 

[00101 Furthermore, the sulfonic acid type ETFE-graft-polystyrene membrane disclosed in Japanese patent publi- 
cation Laid-Open No. Hei 9-102322 can be obtained at a low price and robust enough to function as a solid polymer 
electrolyte membrane for use in a fuel cell, in addition to this, a conductivity of which can be improved by increasing 
an introducing amount of sulfonic acid groups. Furthermore, an oxidation resistance of the main chains produced by 
copolymerization between a fluorocarbon-based vinyl monomerand a hydrocarbon-based vinyl monomer is sufficiently 
high but the side chains introducing sulfonic acid groups is a hydrocarbon-based polymer susceptible to oxidation and 
degradation Accordingly, application of the sulfonic acid type ETFE-graft-polystyrene membrane to a fuel cell causes 
the oxidation resistance of whole membrane to be insufficient, thus resulting in poor durability disadvantageous y. 
[0011] Furthermore, in case of utilizing a sulfonic acid type ETFE-graft-poly(trifluorostyrene) membrane disclosed 
in USP 4 012 303 and the like, it is considered that the above-mentioned problem is solved because the side chains 
thereof are composed of fluorine-based polymers. However, the base material of the side chains, a, p. p-trifluorostyrene, 
is difficult to synthesize, thus it will be costly to apply the same to a solid polymer electrolyte membrane for use in a 
fuel cell as similar to the above-mentioned Nation. In addition, a, p, p-trifluorostyrene is susceptible to degradation, 
thus it Is difficult to deal with a, p. p-trifluorostyrene. and It is not excellent in polymerization reactivity. Accordingly an 
amount of a, p, p-trifluorostyrene. which should be introduced as the graft side chains, is small, as a result, the resulting 
20 membrane has a low conductivity. . . . 

r0012l Furthermore, durability of the crosslinked polystyrene-grafted resin membrane introducing sulfonic acid 
groups disclosed in above-mentioned Swiss patent application is higher than that one disclosed in the above-mentioned 
US Patent However, the above-mentioned problem can not solved essentially by the above-ment,oned technique in 
the point of improvement of polymeric oxidation resistance, because the technique prevents reduction of components, 

25 nroduced by degradation, by means of increasing chemical bonds. : 

E On the other hand, for example, the Japanese patent publication Laid-open No. Hei 6-103992 discloses such 
technique that holds catalyst metals in an electrolyte and then decomposes peroxide for the purpose of preventing a 
hydrocarbon-based ion-exchange membrane from being degraded by radicals of peroxide, such as hydrogen peroxide 
and the like. However, the catalyst metals disclosed therein are utilized for reacting hydrogen with oxygen directly, for 
which platinum is usually employed. It will be very costly. Additionally, these catalyst metals basically act so as to 
oecompose hydrogen peroxide which causes electro.yte to be degraded, while it also act as catalyst so as to produce 
hydrogen peroxide by the direct reaction between oxygen and hydrogen in a state that oxygen coexists w. hydrogen. 
Accordingly, such problem arises that the catalyst metals do not effectively inhibit degradation o electrolyte. 
10014] Furthermore, for example. J. Membrane Science, 56 (1 991 ) 143 discloses such attempt 
ylstyrene-based electrolyte instead of a polystyrene-based electrolyte, but its effect was limitative. DOE RePort FSEC- 
CR 857-95 discloses examination concerning a hydrocarbon-based electrolyte membrane prepared by sulfonaUng the 
main chains which are components of aromatic polymers. The attempt was conducted on the assump^n that the main 
chains had more excellent oxidation resistance than that of polymers having the ^^^.^^taS £1 
it was not effective enough. Furthermore, the Japanese patent publication Laid-open No. Hei 7-50170 discloses the 
technique concerning a polymer electrolyte having the main chains of polyolefin. but its durability was low 
[00151 Above-mentioned conventional arts were based on such ideas as following: one was to make a polymer 
electrolyte structure difficult to be attacked from a point of the steric hindrance; and another was to cause polymer to 
protectagainstattackby way of increasing chemical bonds. However, an oxidizing force produced by oxidizing radicals 
such as hydrogen peroxide, was extremely strong, thus the conventional arts could not inhibit effectively the electrolyte 

degradation ^ ^ examine d into details repeatedly for the purpose of preventing the peroxide radicals 

from being produced. As a result, the inventors found that generation of the peroxide radicals could be stopped by 
processes of trapping metal ions (mainly entering from a tube for fuel supply as described above), such as Fe* , Cu 
or the like which generated radicals of peroxide such as hydrogen peroxide (H 2 0 2 ) generated by a cell reaction; and 
so then inactivating the metal ions. So as to realize the processes, the inventors thought that it would be effective to 
introduce the chelate groups into an electrolyte membrane by using some means. 

r0017l Then the inventors examined and thus found the related techniques, for exemple, as following: Japanese 
patent publication Kokoku No. Hei 8-30276 disclosing a technique utilized for rising an ion conductivity of electrolyte 
by processes of introducing metal cations, transition metal complex cations, quaternary ammonium cations or the like. 
55 into the solid electrolyte materials, and then causing these cations to trap and contain superoxide (Oj) having an ion 
conductivity higherthan the cations; and Japanese patent publication Laid-open No. Hei 10-510090 disclosing a tech- 
nique utilized for rising an ion conductivity by processes of causing the electrolyte materials to contain ion complexes 
composed of aromatic anion groups, and then causing the anion groups of the ion complexes to trap and eliminate 
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cations (H + ion) to produce anions, thereby rising the ion conductivity. These techniques, however, utilizes ion-exchange 
so as to trap anions or cations. 

SUMMARY OF THE INVENTION 

5 

[0018] The present invention has been made in view of the above circumstances and has an object to overcome the 
above problems and to provide a solid polymer electrolyte having high-durability, which is excellent in oxidation resist- 
ance and, in case of utilized as a solid polymer electrolyte for use in a polymer electrolyte fuel cell and a water electrolysis 
device, capable of inhibiting peroxide radicals from being produced, by processes of trapping and inactivating such 
10 metal ions, in a chelate fashion, that cause radicals of peroxide, such as hydrogen peroxide (H 2 0 2 ) produced by an 
electrode reaction. • 

[0019] Further, another object of the present invention is to provide a solid polymer electrolyte having high-durability, 
which stands long use persistently. Further, another object of the present invention is to extend the use of comparatively 
inexpensive materials, such as hydrocarbon-based electrolyte materials, other than Nafton. 

is [0020] To achieve the objects and in accordance with the purpose of the present invention, as embodied and broadly 
described herein, a solid polymer electrolyte having high-durability of the present invention comprises chelate groups 
that are introduced into polymer electrolyte materials in which electrolyte groups are introduced into the polymers 
having hydrocarbon parts. The chelate groups trap metal ions in a chelate fashion, the metal ions generating radicals 
of peroxide generated by an electrode reaction. -. 

20 [0021] In this case/the electrolyte materials contained in the solid polymer electrolyte materials are functional groups 
which have electrolyte ions, such as sulfonic acid groups, carboxylic acid groups, phosphonic acid groups, sulfone 
imide groups and the like. Furthermore, above-mentioned electrolyte groups may preferably be strong acid groups, 
and more preferably be sulfonic acid groups. At a given introducing ratio, the above-listed electrolytes are introduced 
into the parts which are capable of introducing electrolyte groups and are components of the hydrocarbon part-con- 

25 taining polymers. The introducing ratio may satisfactorily be adjusted in accordance with a use, the state of use, the 
kinds of electrolyte groups. Preferably, the introducing ratio by equivalent weight may be within a range of 150 to 5000 
g/eq, more preferably be within a range of 200 to 2000 g/eq. Because if the introducing ratio is less than or equal to 
150 g/eq, then the swelling due to water and solvent becomes too large and/or the strength is extremely lowered. As 
a result, the solid polymer electrolyte materials are not good for use. If the introducing ratio is more than or equal to 

30 5000 g/eq, then a proton-conductivity is extremely lowered with the increase in the ohmic loss. As a result, the solid 
polymer electrolyte materials may not function as the electrolyte materials. Preferably, the proton-conductivity may 
satisfactorily be more than or equal to 1 x 10* 2 S/cm, and more preferably, more than or equal to 5 x 10" 2 S/cm. 
[0022] As the hydrocarbon part-containing polymer compounds, following examples are listed up: polysulfone resins, 
polyether sulfone resins, polyether ether ketone resins, polycarbonate resins, polyester carbonate resins, poiyarylate 

35 . resins, polyoxybenzoyl resins, polybenzimidazole resins, polyester ketone resins, linear phenol-formaldehyde resins, 
crossiinked phenol-formaldehyde resins, urea-formaldehyde resins, melamine-formaldehyde resins, linear polystyrene 
resins, crossiinked polystyrene resins, linear poly(trifluorostyrene) resins, crossiinked poly(trifluorostyrene) resins, poly 
(2 l 3-diphenyl-1,4-phenyleneoxide) resins, polyphenylene oxide resins, poly(allyl ether ketone)resins, poly(allylene 
ether sulfone) resins, polypheny! quinolinic acid) resins, poly(benzyl silane) resins, ethylene-tetrafluoroethylene co- 

40 polymer-graft-polystyrene resins, poly(vinylidene fluo rid e)-g raft-polystyrene resins, polytetrafluoroethylene-graft-poly- 
styrene resins, polyimide resins, polyamide resins, polyether imide resins, polyamide imide resins, polyester resins, 
polyurethane resins, polysiloxane resins, polysulfide resins, polyacetal resins, poly p-phenylene derivative resins, 
polyphenylene sulfide resins, and the like. Other than above-listed resins, preferably, the wholly aromatic resins having 
such main chains as to include the so-called aromatic ring may satisfactorily be copolymers formed by bonding one 

45 pr more compounds selected from a group consisted of phenylene, biphenylene, and naphthalene with one or more 
functional groups selected from a group consisted of -S0 2 -, -0-, -S-, -S-S-, -C(O)-, -C(CH 3 ) 2 -, -C(CF 3 ) 2 -, imide, amide, 
sulfonamide, ester, sulfone ester, urethane, urea and the like. Additionally, the middle of the main chains may satis- 
factorily contain alkyl groups, alkylene groups and the like; or may satisfactorily have polyphosphzene derivative; or 
may certainly block copolymers, graft copolymers, starburst dendrimers, polymer blend, that have various polymer 

so segments. 

[0023] Particularly, the polymers prepared by graft-polymerizing styrene into the polymer partially-containing fluorine 
as according to claim 12, or the polymers partially-containing aromatic compounds as according to claim 13 may be 
obtained at a low price and have sufficient strength even if shaped into a thin-film. Furthermore, a conductivity of these 
polymers can be controlled easily by adjusting the electrolyte group type and the introducing amount. Accordingly, 
55 these polymers are particularly preferable as the hydrocarbon part-containing polymers. Following polymers are listed 
up as the polymers prepared by graft-polymerizing styrene into the polymer partially-containing fluorine: graft copoly- 
mers of ethylene-tetrafluoroethylene resins, represented by ethylene-tetrafluoroethylene copolymer-graft-polystyrene 
resins, that have the main chains composed of ethylene-tetrafluoroethylene copolymer resins and the side chains 
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composed of polystyrene capable of introducing electrolyte groups. Additionally, following polymers are listed up as 
the polymers partially-containing aromatic compounds: polyether sulfone resins and polyether ether ketone resins. 
[0024] The chelate groups, which are introduced into the polymer electrolyte, may preferably be such as to contain 
the phosphonic acid groups or nitrogen. In this case; it may be more preferable if the chelate groups containing nitrogen 
contain phosphonic acid groups or carboxylic acid groups. 

[0025] The chelate groups containing phosphonic acid groups form chelate in which two oxygen atoms in phosphonic 
acid groups coordinate, therefore the oxidation resistance may be improved. Furthermore, the chelate groups contain- 
ing nitrogen are excellent in the oxidation resistance because nitrogen has a lone-pair.forming the strong ligand. In 
addition, the chelate groups containing both of nitrogen and phosphonic acid groups or both of nitrogen and carboxylic 
acid groups have the significant chelate effect because acidic groups and nitrogen atoms bring the synergistic chelate 
effect. Particularly, the chelate groups containing both of nitrogen and phosphonic acid groups, are more preferable 
because they do not lose chelate effect even under the acidic atmosphere. 

[0026] As the chelate groups containing phosphonic acid groups, following may be preferable: alkylamino mono- 
phosphonic acid groups, alkylamino diphosphonic acid groups, dialkylamino monophosphonic acid groups, alkyla- 
Ikylene diamine triphosphonic acid groups, and alkylimino phosphonic acid groups. 

[0027] As the chelate groups containing carboxylic acid groups, following may be preferable: alkylamino monocar- 
boxylic acid groups, alkylamino dicarboxyiic acid groups, dialkylamino monocarboxylic acid groups, elkylalkylene di- 
amine tricarboxylic acid groups and alkylimino carboxylic acid groups. . 
[0028] The introducing ratio of chelate groups may satisfactorily be adjusted in accordance with a use, the state of 
use and the like. In this case, the proportion of chelate groups may preferably be within a range of 0.001 to 1 by mole 
fraction, more preferably be within a range of 0.01 to 0^ by mole fraction, the most preferably be within a range of 
0.03 to 0.5 by mole fraction. Where the value of mole fraction is found by an expression of: 

(Mole number of chelate groups) 

(Mole fraction) = (Mo | e number of electrolyte groups)+(Mole number of chelate groups) 

[0029] If a mole fraction of chelate groups is less than 0.001 , then trapping metal ions may be insufficient in some 
cases, therefore, durability is not improved sufficiently. Furthermore, if a mole fraction of chelate groups is too high, 
then there is tendency for a proton conductivity to fall, disadvantageously. 

[0030] Above-mentioned chelate groups may preferably be introduced into the hydrocarbon part of polymer electro- 
lyte materials by way of either the direct chemical bonds or, mixing the polymer electrolyte matenals with such com- 
pounds as to have chelate groups. . a,»„h~.,' 
[0031] As mentioned above, introducing the chelate groups into the polymer electrolyte matenals allows the polymer 
electrolyte materials to avoid degradation due to peroxide radicals and, to maintain a chemical stable sta e^ Because 
even if the electrode reaction produces peroxide, such as hydrogen peroxide (H 2 0 2 ), in a polymer elec rolyte uel ceH 
or the like, then metal ions which, entering from a fuel-supply tube and causing peroxide to form radicals, are trapped 
by the chelate groups contained in the electrolyte materials, thus the metal ions become to have no relation with the 
radical reaction of peroxide. . 
[0032] The solid polymer electrolyte having high-durability of the present invention may be used in various shape 
such as particles, fibers, or membrane. Among them, membrane is the most preferable for use in the electrochemical 
device such as a fuel cell or a water electrolysis device. A thickness of membrane may be varied in accordance with 
requirements, but. usuaiTy, for use in a fuel cell, may preferably be within a range of 1 to 500 urn. more preferably be 
within a range of 10 to 200 |un, the most preferably be within a range of 20 to 100 urn. The reasons are following: if a 
thickness of membrane is less than 1 urn then strength is not enough to ensure durability; and if a thickness of membrane 
is more than 500 um then an ionic resistance rises up too high. 

[0033] The polymer electrolyte having high-durability of the present invention can prohibit hydrogen peroxide from 
forming radicals and be controlled so that electrolyte may not be degraded, even if the metal ions that cause hydrogen 
peroxide to form radicals are mixed with the polymer electrolyte because the chelate groups trap the metal ions. Ac- 
cordingly, the comparatively inexpensive materials, such.as the polystyrene-based materials, the polyether-based ma- 
terials other non-fluorine based electrolyte membranes, various hydrocarbon-based electrolyte membranes, can be 
used even under the condition where hydrogen peroxide may be formed easily. The present invention, therefore , also 
brings great economical effect. 

BRIEF DESCRIPTION OF THE DRAWINGS 



[0034] 

Fig. 1 is a graph showing a weight in percent varying with time in the case of the heating and reflux treatment 
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various solid polymer electrolyte in hydrogen peroxide solution; 

Fig. 2 Is a graph showing a conductivity in S/cm varying with time in the case of the heating and reflux treatment 
for various solid polymer electrolyte in hydrogen peroxide solution; 

Fig. 3 is a graph showing a weight keeping ratio (%) of each electrolyte membrane varying with time elapsed from 
5 Immersing in hydrogen peroxide solution, as a result of the oxidation resistance test for the sulfonic acid type 

ETFE-graft-polystyrene polymer electrolyte membrane introducing amino dimethylenephosphonic acid groups or 
introducing amino diacetic acid groups, in comparison with Comparison examples; 

Fig. 4 is a graph showing a water content (%) of each electrolyte membrane varying with time elapsed from im- 
mersing in hydrogen peroxide solution, as a result of the oxidation resistance test shown in Fig. 3, in comparison 

10 . with Comparison examples; 

Fig. 5 is a graph showing a conductivity (S/cm) of each electrolyte membrane varying with time elapsed from 
immersing in hydrogen peroxide solution, as a result of the oxidation resistance test shown in Fig. 3, in comparison 
with Comparison examples; . 
Fig. 6 is a graph showing a polarization characteristic (relation between a current density (A/cm*) and a voltage 

15 (V)) during the initial stage of driving the fuel cell that uses the electrolyte membrane in consistent with the preferred 

embodiments shown in Figs. 3 to 5; 

Fig. 7 is a graph showing a polarization characteristic (relation between a current density (A/cm 2 ) and a voltage 
(V)) after 50 hours passed from starting the fuel cell; 
Fig. 8 is a view showing polymer chains of electrolyte membrane; and 
20 Fig. 9 is a view showing an interpenetrating polymer network. 

DETAILED DESCRIPTION OF THE PREFERRED EMBODIMENTS 

[0035] A detailed description of one preferred embodiment of the solid polymer electrolyte having high-durability 
25 embodying the present invention will now be given, referring to the accompanying drawings. 

[0036] Various examples of the preferred embodiment of the present invention will be described in detail hereinbelow. 
[0037] Examples 1 to 5 were prepared by doping the polymer electrolyte materials with' the compounds containing 
the chelate groups so as to introduce the chelate groups into the polymer electrolyte materials; and Examples 6 to 1 3 
were prepared by forming chemical bonds between the chelate groups and the polymer electrolyte materials so as to 
30 introduce the chelate groups into the polymer electrolyte materials. 

Example 1: The sulfonic acid type graft membrane doped with poly(vinylphosphonic acid) 

[0038] By the following procedures, the sulfonic acid type graft membrane was prepared. Under a presence of a dry 
35 ice cooler, the ethylene-tetrafluoroethylene copolymer membrane (referred to as "the ETFE membrane" hereinafter) 
having a thickness of 50 urn and a size of 50 mm x 50 mm, was irradiated with an electron ray of 2 MeV, 20 kGy. As 
a result, radicals were produced at the internal parts of the ETFE membrane. 

[0039] The resulting ETFE membrane was preserved under a presence of a dry ice cooler, then its temperature was 
risen to a- room temperature again. Subsequently, the resulting ETFE membrane was immediately immersed in an 

40 excess amount of a styrene monomer, thereby nitrogen exchange was performed in a reaction vessel, for subsequent 
heat treatment under conditions of 60 °C x 60 hours, so that the polystyrene graft chains might be introduced into the 
ETFE membrane. After the reaction, a reflux process was carried out with using chloroform, thereby non-graft com- 
ponents (styrene monomer and homopolymer) were extracted and eliminated. Then, the resulting ETFE membrane 
was dried under a reduced pressure at a temperature of 80 °C, thereby the ETFE-graft-polystyrene membrane (referred 

45 to as w the ETFE-g-PSt membrane" hereinafter) having a graft ratio of 85.6 % was prepared. 

[0040] Next, the resulting ETFE-g-PSt membrane was immersed in a mixture solution composed of 30 part weight 
(referred to as "pts. wt." hereinafter) of chlorosulfuric acids and 70 pts. wt. of tetrachloroethane for 1 hour under a room 
temperature so that chlorosulfuric acids might be introduced into every styrene unit of the membrane. Afterthe reaction, 
the resulting membrane was washed with ethanol so as to remove the unreacted components. Thereby, the ETFE-g- 

so PSt membrane with chlorosulfuric groups introduced, was prepared. 

[0041] Then, the resulting membrane was immersed in 1 N potassium hydroxide aqueous solution, then a reflux 
process was performed under heating for 1 hour so as to hydrolyze chlorosulfuric acids. Furthermore, a boiling treat- 
ment was performed with 1 N of sulfuric acid for 1 hour so that the proton exchange of sulfonic acid groups might be 
performed. The resulting membrane was washed with distilled water, then was dried under a reduced pressure at a 

55 temperature of 80 °C. Thereby the sulfonic acid type ETFE-g-PSt membrane having an equivalent weight of 410 g/eq 
was prepared. A graft ratio of the resulting sulfonic acid type ETFE-g-PSt membrane was found by the following Ex- 
pression 1: 
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20 



30 



Expression 1 A graft ratio (%) = (W ETFE ^ PSt -W ETFE ) x lOO/W^ 



Where 



9 

W E TFE- g -PSt " s defined as a weight (g) of membrane after the graft reaction, and 
W ETFE is defined as a weight (g) of membrane before the graft reaction. 

[0042] By the following procedures, an equivalent weight EW was measured. 0.1 to 0.2 g of the dried membrane 
w was immersed in 20 ml of 0.1 N sodium hydroxide aqueous solution for 12 hours under a room temperature so that 
sulfonic acid groups in the membrane might be exchanged for sodium. Simultaneously, a blank was also prepared with 
using aqueous solution of sodium hydroxide in which the membrane was not immersed. 

[0043] After immersion, the resulting membrane was pulled up from aqueous solution of sodium hydroxide, then was 
washed with distilled water. The washing solution was added to the solution for use in immersion to prepare a test 
is specimen for titration. By using an automatic titration device (Comtite T-900 available from HIRANUMA), the test spec- 
imen and the blank were titrated with 0.5 N hydrochloric acids. An titration end-point was found based on an inflection 
point of a titration curve. A value EW of the membrane was found by the following Expression 2: 



Expression 2 EW (g/eq) = W/(Q biank -Q sample )/1000 X 0.5 x F HC( 



Where 



W is defined as a weight of membrane (g), 
25 Qbiank is defined as a titer (ml) for the blank test specimen, 

Qsampie is' defined as a titer (ml) for the test specimen, and, 
F HC i is defined as a titer of 0.5 N of HCI. 



[0044] Then, the resulting sulfonic acid type ETFE-g-PSt membrane was immersed in an excess amount of 10 k 
polyfvinylphosphonic acid) aqueous solution(avaiiable from General science corp.), followed by the reflux process 
under heating for 1 hour. After the treatment, the resulting membrane was washed with water and dried under a reduced 
pressure Thereby the sulfonic acid type ETFE-g-PSt membrane doped with po!y(vinylphosphonic acid) by 10 wt yb. 
A mole fraction of the chelate group was 0.28 and a thickness of the resulting membrane was 80 urn. 

35 Comparison example 1: The sulfonic acid type graft membrane 

[0045] The sulfonic acid type graft membrane having an equivalent weight of 410 g/ eq was prepared following the 
same procedures as in Example 1 , except that doping with poiy(vinylphosphonic acid) was not performed. The resulting 
membrane has the following Chemical formula (I) of: 

40 



Chemical formula (I) 

45 



-fCF r CF 2 ^CH-CH 2 ^ 
CH, 



Tp 

55 

• where a rnole fraction of the chelate groups was 0, and a thickness of the resulting membrane was 77 urn. 

[0046] Evaluation of the oxidation resistance was conducted with respect to the sulfonic acid type ETFE-g-PSt mem- 

• brane doped with poly(vinylphosphonic acid) of Example 1 , and the sulfonic acid type ETFE-g-PSt membrane of Com- 
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parison example 1 . Firstly, approximately 100 mg of each electrolyte membrane was added in 50 ml of 3 % hydrogen 
peroxide solution, followed by addition of 20 ppm of iron (II) chloride, subsequently, a reflux process was performed 
under heating for a given time. Then, each resulting membrane was weighted, and evaluated on the basis of the weight 
variation between before and after the reflux process. The results are shown in Table 1 . *- 



Table 1 





Weight keeping ratio (%) 


Period of time for oxidation resistance test 


10 minutes 


1 hour 


2 hours 


Example 1 


100 


95 


95 


Comparison example 1 


38 


38 


38 



[0047] The sulfonic acid type ETFE-g-PSt membrane (Comparison example 1 ) decomposed after 1 0 minutes passed 
from starting the oxidation resistance test, therefore, its weight was reduced to 38 % of an initial weight. The resulting 
membrane after the oxidation resistance test was such that hydrocarbon chains (polystyrene graft chains) were entirely 
decomposed due to oxidation and degradation. 

[0048] On the contrary, the sulfonic acid type ETFE-g-PSt membrane doped with poly(vinylphosphonic acid) (Exam- 
ple 1) showed little change in weight even though the same procedures as in Comparison example 1 was performed 
for 2 hours. The resulting membrane maintained the transparent and uniform condition. 

[0049] Based on the aforementioned results, it was indicated that the oxidation resistance of the hydrocarbon-based 
electrolyte membrane was improved when the hydrocarbon-based electrolyte membrane was doped with the compo- 
nents containing phosphonic acids. 

Comparison example 2: The sulfonic acid type polyether sulfone membrane 

[0050] 10 g of polyether sulfone (available from Scientific Polymer Products, Inc., referred to as "PES" hereinafter) 
was added to 10 ml of concentrated sulfuric acids followed by drop of 90 g of chlorosulfuric acids (18 times as much 
as polyether sulfone acids) for 2 hours. in nitrogen gas current under a room temperature. Subsequently, reaction was 
performed for 1 hour under a room temperature. After the reaction, the resulting solution, which became uniform due 
to the reaction, was dropped into 3 I of distilled water so that the sulfonated PES might be deposited, The deposited 
sulfonated PES was filtered and recovered. 

[0051] Furthermore, the recovered sulfonated-PES was refluxed by using 1 N potassium hydroxide aqueous solution 
under heating for 1 hour, thereby being entirely hydrolyzed. Subsequently, the resulting sulfonated-PES was refluxed 
by using 1 N hydrochloric acids under heating for 1 hour, so that the proton-exchange might be performed. After washing 
with distilled water, the resulting sulfonated-PES was dried under a reduced pressure at a temperature of 80 °C, thereby 
the sulfonated-PES was prepared. 

[0052] Next, a glass plate, was coated with 5 % DMF solution of the resulting sulfonated-PES, then the coated glass 
plate was dried under a reduced pressure at a temperature of 1 50 °C , so as to evaporate solvent and to form membrane. 
As a result, the desired sulfonic type PES membrane having an equivalent weight of 2000 g/eq was prepared. 

Example 2: The phosphonic acid type polyether sulfone / sulfonic acid type polyether sulfone blend membrane 

[0053] 10 g of PES was added to 100 ml of carbon disulfide followed by addition of 150 ml chloromethylmethyiether 
and 10 g anhydrous zinc chloride, then reaction was performed for 4 hours under a room temperature, so that chlo- 
romethyl groups might be introduced into every phenyl unit. After the reaction, the resulting solution which became 
uniform due to the reaction, was dropped into 3 i of methanol, so that the chloromethylated PES might be deposited. 
The deposited chloromethylated-PES was filtered and recovered. After repeating this washing process for 3 times, the 
resulting chloromethylated-PES was dried under a reduced pressure at a temperature of 80 °C, thereby the desired 
chloromethylated-PES was prepared. 

[0054] 5 % diethyl carbitol of chloromethylated PES (referred to as "DEC" hereinafter) solution was dropped into the 
mixture solution composed of equivalent amount of triethyl phosphite (referred to as "TEP" hereinafter) and DEC, 
followed by reaction for 2 hours. After the reaction, the reaction solution was dropped into hexane, so that the phos- 
phonated PES might be deposited. The deposited phosphonated-PES was filtered and recovered. The recovered 
phosphonated-PES was refluxed by using 10 N hydrochloric acids under heating for 24 hours, thereby being entirely 
hydrolyzed. After washing with distilled water, the resulting phosphonated-PES was dried under a reduced pressure 
at a temperature of 80 °C, thereby the desired phosphonated-PES was prepared. 

[0055] 5 % dimethyl formamide of 1000 g/eq phosphonated-PES (referred to as "DMF" hereinafter) solution was 
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10 



15 



20 



25 



30 



35 



40 



45 



prepared and mixed with 5 % DMF of 2000 g/eq sulfonated-PES in Comparison example 2 in a ratio of 1 : 1 , with which 
a glass plate was coated. Then, the coated glass plate was dried under a reduced pressure at a temperature of 150 
"C so as to eliminate solvent and to form membrane. Thereby, the phosphonlc acid type polyether sulfone / sulfonic 
acid type polyether sulfone blend membrane was prepared. Where, a mole fraction of the chelate groups was 0.5, and 
a thickness of the membrane was 50 ujti. 

Example 3: The poly(vinylphosphonic acid) / sulfonic acid type polyether sulfone blend membrane 

[0056] 5 % DMF of poly vinyl sulfonic acids used in Example 1 was blended with 5 % DMF of sulfonated-PES prepared 
by following the same procedures as in Comparison example 2 in the ratio of 1 : 1. Then, a glass plate was coated 
with the resulting mixture solution. The coated glass plate was then dried under a reduced pressure at a temperature 
of 150 "C so as to eliminate solvent and to form membrane. Thereby, the poly (vinylphosphonlc acid) / sulfonic acid 
type polyether sulfone blend membrane was prepared. Where, a mole fraction of the chelate groups was 0.95, and a 
thickness of the membrane was 50 urn. 

Comparison example 3: The sulfonic acid type polyether ether ketone membrane 

[0057] The sulfonic acid type polyether ether ketone (referred to as "PEEK" hereinafter) membrane having an equiv- 
alent weight of 1900 g/ eq was prepared following the same procedures as in Comparison example 2, except for the 
use of PEEK instead of PES. Where, a mole fraction of the chelate groups was 0, and a thickness of the membrane 
was 50 urn. 

Example 4: The phosphonlc acid type polyether ether ketone / sulfonic acid type polyether ether ketone blend 
membrane 

[0058] The phosphonic acid type PEEKmembrane having an equivalent weight of 1000 gl eq was prepared following 
!he same procedures as in Example 2, except for the use of PEEK instead of PES. 5 % DMF of the phosphonic acid 
type PEEK was mixed with 5 % DMF of sulfonic acid type PEEK in Comparison example 3 in the ratio of 1 : 1; Then, 
a glass plate was coated with the resulting mixture solution. The coated glass plate was then dried under a reduced 
pressure at a temperature of 150 °C for the purpose of eliminating solvent and forming the membrane product. As a 
result the phosphonic acid type polyether ether ketone / sulfonic acid type polyether ether ketone blend membrane 
was obtained. Where, a mole fraction of the chelate groups was 0.49, and a thickness of membrane was 50 urn. 

Example 5: The poly(vinylphosphonic acid) / sulfonic acid type polyether ether ketone blend membrane 

rO059] 5 % DMF solution of poiyfvinylphosphonic acid) used in Example 1 was blended with 5 % DMF solution of 
sulfonic acid type PEEK obtained by Comparison example 3 in the ratio of 1 : 1 , with which a glass plate was coated 
Then the coated glass plate was dried under a reduced pressure at a temperature of 150 °C so as to eliminate solvent 
and to form membrane. Thereby, the poly(vinylphosphonic acid) / sulfonic acid type polyether ether ketone blend mem- 
brane was prepared. Where, a mole fraction of the chelate groups was 0.94, and a thickness of the membrane was 

r0060] The oxidation resistance test was performed with respect to the sulfonic acid type polymer membrane blended 
with the polymercomponents containing phosphonic acid groups in Examples 2 to 5, and the sulfonic acid type polymer 
membrane in Comparison examples 2 and 3. following the same procedures as in Example 1. The results are shown 
in Table 2. 

Table 2 





Test specimen 


* A mole fraction 


Weight keeping ratio (%) (Period of time for oxidation resistance 




COMPOSITION 




test) 






50 ' 






10 min. 


.1 hr. 


2hr. 




Example 2 
sulfonic acid type 


0.5 


100 


95 


95 


55 


PES / phosphonic 
acid type PES 











' A mole fraction of chelate groups 
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Table 2 (continued) 





Test specimen 

UUMrUOl I IvJIN 


* A mole fraction 


Weight keeping ratio (%)tPeriod of time for oxidation resistance 
test) 


5 






10min. 


1 nr. 


2 hr. 


10 


Example 3 
sulfonic acid type 
PES / poly 
(vinylphosphonic 
acid) 


0.95 


100 


95 


80 




Comparison 
exampie 2 sulfonic 
acid type PES 


0 


- 


- 


** 


15 


Example 4 
sulfonic acid type 
PEEK / phosphonic 
acid type PEEK 


0.49 


100 


95. 


80 


20 


Example 5 
sulfonic acid type 
PEEK / poly 
(vinylphosphonic 
acid) 


0.94 


100 


. 90 


80 


.25 


. Comparison 
example 3 sulfonic 
acid type PEEK 


0 , 






** 



* A mote fraction of chelate groups 
** decomposed and dissolved 

30 



[0061] Based on the results as shown in Table 2, each proton conductivity of all the membrane in Examples 1 to 5 
and Comparison examples 1 to 3 was more than or equal to 0.02 S/cm. The sulfonic acid type polymer membrane 
containing no phosphonic acid type polymer components (Comparison examples 2 and 3) decomposed and dissolved 
35 in water after 2 hours passed from starting the oxidation resistance, test. In case of the sulfonic acid type polymer 
membrane blended with the phosphonic acid type polymer components (Examples 2, 3, 4 and 5) where a mole fraction 
of chelate groups was within a range of 0.49 to 0.95, a weight keeping ratio (%) was 80 to 95 % after 2 hours passed 
from starting the oxidation resistance test, it was indicated that the weight keeping ratio (%) was higher than that of 
the sulfonic acid type polymer membrane (Comparison examples 2 and 3). 

40 

Example 6: The phosphonic acid type electrolyte membrane 

[0062] The ETFE-g-PSt membrane prepared by following the same procedures as in Example 1 , was immersed in 
a mixture solution composed of 30 pts. wt. of chloromethylmethylether and 70 pts. wt. of carbon disulfide followed by 
45 addition of 3 pts. wt. of anhydrous zinc chloride, so as to react them for 240 hours under a room temperature with 
stirring, thereby chioromethyl groups were introduced into every sty re ne unit of the membrane. After the reaction, the 
resulting membrane was washed with ethanol and dried under a reduced pressure at a temperature of 80 °C. Thereby 
the chloromethylated ETFE-g-PSt membrane was prepared. 

[0063] Next, the chloromethylated ETFE-g-PSt membrane was immersed in an excess amount of triethyl phosphite, 
50 then was refluxed under heating for 24 hours so that diethyl phosphonate groups might be introduced into every chlo- 

romethylstyrene unit. After the reaction, the resulting membrane was washed with ethanol and dried under a reduced 

pressure at a temperature of 80 °C. Thereby the diethylphosphonated ETFE-g-PSt membrane was prepared. 

[0064] Furthermore, the resulting diethylphosphonated ETFE-g-PSt membrane was refluxed in 10 N hydrochloric 

acids for 24 hours, so that diethylphosphonate groups might be entirely hydrolyzed. After reaction, the resulting phos- 
55 phonic acid type ETFE-g-PSt membrane was washed with distilled water, then was dried under a reduced pressure 

at a temperature of 80 °C . Thereby the desired phosphonic acid type ETFE-g-PSt membrane was prepared. A thickness 

of the membrane was 80 u.m. 

[0065] In order to evaluate, the resulting membrane, a graft ratio, a phosphonic acid-introducing -ratio, and a conduc- 
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tivity were measured. Furthermore, the oxidation resistance was evaluated with respect to the resulting membrane. 
Where, a graft ratio was found by above identified Expression 1. 

[0066] Furthermore, phosphonic acid groups are introduced quantitatively into every chloromethylstyrene unit. 
Therefore, a chloromethyiation ratio of styrene was found based on weight variation between before and after the 
reaction. A introducing ratio which defines the ratio that phosphonic acids are introduced into styrene unit of the mem- 
brane was found by the following Expression 3: 

Expression 3 A phosphonic acid introducing ratio (%) = 100 x (W-W PSl ) x 104 / (Wp^-W^MB^S 

Where, 

W is defined as a weight of after chloromethyiation (g), 

W PS1 is defined as a weight of the polystyrene graft membrane (g), and 

W ETFE is defined as a weight of the ETFE membrane (g) 

r00671 By the following procedures, a conductivity was measured. Firstly, the membrane was immersed in distilled 
water under a room temperature. The membrane was then cut off as to have e width of 1 cm and mounted Ion a i two- 
terminal cel. for use in measuring a conductivity. As the current/voltage terminal, ptabnum foil coafe ,d wKh pMnum 
black was employed for better contact between the terminal and the membrane. The cell was mmerse I . . d.s HI ed 
water adjusted to 25 °C, then a membrane resistance was measured with LCR meter (ava.lab e from YHP Co Ltd.. 
I 2 62A LCR Meter) based on the alternating current method (10 kHz). A conductivity (a) was found by the following 
Expression 4: 

■" Expression 4 o = L / (R x S) 

Where, 

a is defined as a conductivity (S/cm), 
R is defined as a resistance (Q), 

S is defined as a sectionai area of a membrane during measurement (cm*), and 
L is defined as a distance between electrodes (cm) 

[0068] Then, each membrane was immersed in hydrogen peroxide solution prepared respectively in compliance with 
Conditions A to C shown in Table 3. The immersed membrane was then refluxed under heating for a given time, and 
IZ Tas^ anS d led under a reduced pressure. Each resulting membrane was weighed and its conductivity was 
r^as^ed Based on the measured values, a weight keeping ratio and a conductivity keeping ratio were found m order 
to evaluate the oxidation resistance. 



Conditions 


Preparation 


A 


50 mi of 5 % H 2 0 2 aqueous solution per 100 mg of membrane 
Treatment: 7 hours under a reflux temperature 


B 


50 ml of 3 % H 2 0 2 aqueous solution + 20 ppm of iron (II) chloride, per 100 mg of membrane 
Treatment; 2 hours under a reflux temperature 


C 


50 ml of 3 % H 2 0 2 aqueous solution + 20 ppm of iron(ll) chloride, per 100 g of membrane 
Treatment: 20 minutes under a reflux temperature 



Example 7: The sulfonic acid type electrolyte membrane partially-introducing phosphonic acid groups 

[0069] ■ The ETFE-g-PSt membrane prepared by following the same procedures as in Example 1. was immersed in 
a mixture solution composed of 30 pts. wt. of chloromethylmethylether and 70 pts. wt. of carbon 
addition of 3 pts. wt. of anhydrous zinc chloride so as to react them for 194 hours under a room temperature with 
stirring thereby chloromethyl groups were introduced into in part of every styrene unit of the membrane. After the 
faction, the resulting membrane was washed with ethanol and dried under a reduced pressure at a temperature of 
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80 °C. Thereby the partially-chloromethylated ETFE-g-PSt membrane was prepared. 

[0070] Next, the partially-chloromethylated ETFE-g-PSt membrane was immersed In an excess amount of triethyl 
phosphite, then was refluxed under heating for 24 hours so that diethyl phosphonate functional groups might be intro- 
duced into every chloromethylstyrene unit. After the reaction, the resulting membrane was washed with ethanol and 
dried under a reduced pressure at a temperature of 80 °C. Thereby, the partially-diethylphosphonated ETFE-g-PSt 
membrane was prepared. 

[0071] The resulting partially-diethylphosphonated ETFE-g-PSt membrane was immersed in a mixture solution com- 
posed of 30 pts. wt. of chlorosulfuric acids and 70 pts. wt. of tetrach I oro ethane for 1 hour under a room temperature, 
so that chlorosulfuric acid groups might be introduced into such styrene units that were not diethylphosphonated. After 
reaction, the resulting membrane was washed with distilled water. Thereby the ETFE-g-PSt membrane introducing 
both of diethylphosphonate groups and chlorosulfuric acid groups was prepared. 

[0072] The resulting membrane was immersed in 1 N potassium hydroxide aqueous solution, then was refluxed 
under heating for 1 hour, so that chlorosulfuric acid groups might be hydrolyzed. Furthermore, after washing with 
distilled water, the resulting membrane was refluxed in 10 N hydrochloric acids for 24 hours, so that diethylphosphonate 
groups might be hydrolyzed. After the reaction, the resulting membrane was washed with distilled water and dried 
under a reduced pressure at a temperature of 80 °C. Thereby the sulfonic acid type ETFE-g-PSt membrane partially- 
introducing phosphonic acids was prepared. 

[0073] With respect to the resulting sulfonic acid type ETFE-g-PSt membrane, a graft ratio, a phosphonic acid-intro- 
ducing ratio and a conductivity were measured and evaluation was conducted, following the same procedures as in. 
Example 1. Furthermore, referring to the results that were examined by the inventors, the sulfonic acid groups were 
introduced approximately quantitatively into every styrene unit. Therefore, a sulfonic acid-introducing ratio for a styrene 
unit of membrane was found by the following Expression 5: 

Expression 5 (A sulfonic acid-introducing ratio {%) ) = 100 - (A phosphonic acid-introducing ratio (%)). 

[0074] Examples 8 to 11: The phosphonic acid type ETFE-g-PSt membrane partially-introducing phosphonic acid 
were prepared as Examples 8 to 11 by differentiating an introducing amount of phosphonic acids, following the same 
procedures as in Example 2 except for a period of time for chloromethylation reaction, namely, 60 hours in Example 
8, 48 hoursin Example 9, 24 hours in Example 10 and 8 hours in Example 11 were adopted respectively. The resulting 
membrane was evaluated following the same procedures as in Examples 6 and 7, on the basis of the measured 
characteristics and the oxidation resistance. 

[0075] With respect to each membrane prepared in Examples 6 to 11 and Comparison example 1, a graft ratio, a 
phosphonic acid-introducing ratio, a sulfonic acid-introducing ratio, a conductivity as well as a weight keeping ratio, a 
conductivity and a conductivity keeping ratio after the oxidation resistance test under Condition B shown in Table 3 are 
shown in Table 4. 



Table 4 





Graft 
ratio (%) 


Phosphonic 
acid groups 
(%) 


Sulfonic 
acid 
groups 
(%) 


Conductivity 
(S/cm) 


After oxidation resistance test under 
Condition B . 


Weight 
keeping 
ratio (%) 


Conductivity 
(S/cm) 


Conductivity 
keeping ratio 

(%) 


Example 6 


92.0 


89 


0 


0.012 


98 


0.012 


100 


Example 7 


95.2 


89 


11 


0.056 


94 


0.056 


100 


Example 8 


94.2 


59 


41 


0.078 


80 


0.078 


100 


Example 9 


83.2 


47 


53 


0.109 


70 


0.101 


93 


Example 10 


100.8 


36 


64 


0.105 


51 


* 


0 


Example 11 


91.8 


7 


93 


0.145 


46 


* • 


0 


• below the meas 


urtng limit 
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Table 4 (continued) 





Graft 
ratio (%) 


Phosphonic 
acid groups 

(%), 


Sulfonic 
acid 
groups 
(%) 


Conductivity 
(S/cm) 


After oxidation resistance test under 
Condition B 












Weight 
keeping 
ratio (%) 


Conductivity 
(S/cm) 


Conductivity 
keeping ratio 
(%) 


Comparison 
example 1 


85.6 


0 


100 


0.182 


"38 


* ■ 


0 



10 



15 



20 



25 



30 



35 



40 



* below the measuring limit , 

[0076] The sulfonic acid type ETFE-g-PSt membrane (Comparison example 1) has such structure that electrolyte is 
composed of only sulfonic acid groups, therefore, an initial conductivity was as high as 0.182 S/cm. However, a weight 
of membrane after the oxidation resistance test was reduced to 38 % of an initial weight with the decrease of a con- 
ductivity below a lower measuring limit. The resulting membrane after the oxidation resistance test were such that 
hydrocarbon chains (polystyrene graft chains) were entirely decomposed due to oxidation and degradation. 
[00771 On the contrary, an initial conductivity of the phosphonic acid type ETFE-g-PSt membrane (Example 6) was 
as low as 0.012 S/cm, because phosphonic acid groups is weaker than sulfonic acid groups. But there was no change 
in the weight and conductivity of the membrane after the oxidation resistance test. 

[00781 In the case of the sulfonic acid type ETFE-g-PSt membrane partially-introducing phosphonic acid groups 
(Examples 7 to 11 ), it was indicated that when an introducing amount of phosphonic acid groups was increased, then 
the decrease of weight and the deterioration of conductivity after the oxidation resistance test could be suppressed. 
r0079] With respect to Examples 10 and 11 and' Comparison example 4 in which each conductivity was below the 
measuring limit, the oxidation resistance test was conducted under the lightened condition (under Condition C where 
a period of time for reflux process is shortened as shown in Table 1), in order to clear the difference among each 
oxidation resistance. The results are shown in Table 5. 

Table 5 





Graft 
ratio (%) 


Phosphonic 
acid groups 
(%) 


Sulfonic 
acid 
groups 
(%) 


Conductivity 
(S/cm) 


After oxidation resistance test under 
Conditon C 


Weight 
keeping 
ratio (%) 


Conductivity 
(S/cm) 


Conductivity 
keeping ratio 
(%) 


Example 10 


100.8 


36 


64 


0.105 


100 


0.105 


100 


Example 11 


91.8 


X 


93 


0.145 


85 


0.145 


100 


Comparative 
example 1 


85.6 


0 


100 


0.182 


38 


* 


0 



45 



50 



55 



* below the measuring limit 

[00801 In the case of Comparison example 1 containing no phosphonic acid groups, even though the oxidation re- 
sistance test was performed under the lightened Condition C, then a weight keeping ratio was reduced to 38 /o due 
to oxidation and a conductivity reached below the measuring limit. On the contrary, in the case of Example 11 wherein 
7 mol % of phosphonic acid groups were introduced, a weight keeping ratio was 85 % and a conductivity keep.ng ratio 
was 100 % Furthermore, Example 10 wherein 36 mol % of phosphonic acid groups were introduced, both of,a weight 
keeping ratio and a conductivity keeping ratio were 100 %, therefore oxidation and degradation were not recognized. 
[0081] Based on the aforementioned results, it was indicated that when phosphonic acid groups were introduced 
into polymer compounds containing hydrocarbon part, then the decrease of weight and the degradation of conducts y 
could be suppressed. Accordingly, it was indicated, that the oxidation resistance of polymer electrolyte membrane could 
be improved with an increase of an introducing mount of phosphonic acid groups. 

[0082] Next, the oxidation resistance test was performed under Condition A shown in Table 3, with respect to the 
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phosphonic acid type ETFE-g-PSt membrane (Example 6), the sulfonic acid type ETFE-g-PSt membrane partially- 
introducing phosphonic acid groups (Example 8), and the sulfonic acid type ETFE-g-PSt membrane (Comparison 
example 1 ). The weight variations with time were measured. The results are shown in Fig. 1 . The conductivity variations 
with time are shown in Fig. 2. 

[0083] In the case of the sulfonic acid type ETFE-g-PSt membrane (Comparison example 1 ), an initial conductivity 
was as high as 0.18 S/cm, but the membrane was entirely decomposed when approximately 10 minutes passed from 
starting the oxidation resistance test as is indicated by the weight variation and the conductivity variation. 
[0084] On the contrary, In the phosphonic acid type ETFE-g-PSt membrane (Example 6), an initial conductivity was 
as low as 0.012 S/cm. The membrane, however, was not affected by decomposition and degradation due to hydrogen 
peroxide solution. Accordingly, the membrane maintained more than or equal to 90 % of both a weight and a conductivity 
after 7 hours passed from starting the oxidation resistance test. ; 

[0085] The membrane introducing phosphonic acid groups and sutfonic acid groups in the ratio of 59 : 41 by mole 
(Example 8) showed an initial conductivity higher than that of Nafion membrane (0.078 S/cm for Example 3, 0.072 S/ 
cm for Nafion membrane), and maintained its value higher than or equal to 90 % after 7 hours passed from starting 
the oxidation resistance test. 

Example 12: The sulfonic acid type ETFE-g-PSt electrolyte membrane introducing amino dimethylene phosphonic acid 
groups as the chelate groups 

[0086] Following the same procedures as in Example 1, the ETFE-g-PSt membrane was prepared so that a graft 
ratio might be 54 %. The ETFE-g-PSt membrane of a graft ratio of 54 % was then immersed in a mixture solution 
comprised of 30 pts. wt. of chloromethylmethylether and 70 pts. wt. of carbon dioxide followed by addition of 3 pts. wt. 
of zinc chloride anhydride, so as to react them for 194 hours with stirring under a room temperature. After the reaction, 
the resulting membrane was washed with ethanol, then was dried under a reduced pressure at a temperature of 80 
°C, so that chloromethyl groups might be introduced into part of styrene units. Thereby the ETFE-g-PSt membrane 
was prepared, where a graft ratio was 54 % and a value found by dividing "a number of chloromethylated styrene units" 
by "a number of introduced styrene units" was 0.254. 

[0087] The ETFE-g-PSt membrane wherein a graft ratio was 54 % and 25.4 % of styrene units was chloromethylated, 
was then immersed in 300 m! of methylal for 1 hour. Subsequently, 340 mg of 55 % hexamethylenetetramine aqueous 
solution was added to the reaction vessel, then reflux process was performed under conditions of 45 °C x 4 hours. 
The resulting membrane was pulled up and washed with water, then was immersed in 500 g of 18 % concentration of 
hydrochloric acids aqueous solution, thereby being hydrolyzed for 3 hours under 45 °C. 

[0088] Next, the resulting membrane was pulled up and washed with water, then was immersed in 125 g of 37 % 
concentration of formaldehyde aqueous solution. followed by addition of 150 g of phosphorous acids and 100 g of 35 
% concentration of hydrochloric acids, then was held for 8 hours at 90 °C. The resulting membrane was pulled up and 
washed with water, then was immersed in a mixture solution composed of 30 pts. wt. of chlorosuifuric acids and 70 
pts. wt. of tetrachloroethane for 1 hour under a room temperature. Thereby chlorosuifuric acids were introduced into 
styrene units to which amino dimethylene phosphonic acid groups were not introduced. After the reaction, the resulting 
membrane was washed with ethanol. Thereby the sulfonic acid type ETFE-g-PSt membrane was prepared, where a 
graft ratio was 54 % and amino dimethylene phosphonic acid groups were introduced into 25.4 % of styrene units. 

Example 13: The sulfonic acid type ETFE-g-PSt electrolyte membrane introducing amino diacetic acid groups as the 
chelate groups 

[0089] Following the same procedure as in Example 1 , the ETFE-g-PSt membrane was prepared so that a graft ratio 
, might be 54 %. The ETFE-g-PSt membrane of a graft ratio of 54 % was then immersed in a mixture solution comprised 
of 30 pts. wt. of chloromethylmethylether and 70 pts. wt. of carbon dioxide, followed by addition of 3 pts. wt. of zinc 
chloride anhydride, so as to react them for 194 hours with stirring under a room temperature. After the reaction, the 
resulting membrane was washed with ethanol, and then was dried under a reduced pressure at a temperature of 80 
°C, so that chloromethyl groups might be introduced into part of styrene units. Thereby the ETFE-g-PSt membrane 
was prepared, where a graft ratio was 54 % and a value found by dividing "a number of chloromethylated styrene units" 
by "a number of introduced styrene units" was 0.254. 

[0090] The ETFE-g-PSt membrane wherein a graft ratio was 54 % and 25.4 % of styrene units was chloromethylated, 
was then immersed in 300 ml of methylal for 1 hour. Subsequently, 340 mg of 55 % hexamethylenetetramine aqueous 
solution was added to the reaction vessel, then reflux process was performed under conditions of 45 °C x 4 hours. 
The resulting membrane was pulled up and washed with water, then was immersed in 500 g of 18 % concentration of 
hydrochloric acids aqueous solution, thereby being hydrolyzed for 3 hours under 45 °C. These procedures are the 
same as in Example 12. 
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[00911 The resulting membrane after a treatment with using hexamethylenetetramine was added to a mixture solution 
comprised of 300 g of 35 % NaOH aqueous solution and 35 % sodium chloroacetic acid aqueous solution, then was 
held for 5 hours at 90 °C. After washing with water, the resulting membrane was immersed in a mixture solution com- 
prised of 30 pts. wt. of chlorosulfuric acid and 70 pts. wt. of tetrachloroethane for 1 hour under a room temperature, 
s so that chlorosulfuric acid group might be introduced into styrene units to which amino dlacetic acid groups were not 
introduced. After the reaction, the resulting membrane was washed with ethanol. Thereby the sulfonic acid type ETFE- 
g-PSt membrane was prepared, where a graft ratio was 54 % and amino diacetic acid groups were introduced into 
25.4 % of styrene units. 

w Comparison example 4: 

[00921 For use in comparison with Example 12 and Example 13, the sulfonic acid type ETFE-g-PSt membrane with 
no introduction of the chelate groups was prepared so that a graft ratio might be 54 % by a process of sulfonating the 
ETFE-g-PSt membrane, which is used in Example 1 2, having a graft ratio of 54 % and being not chloromethylated yet. 
is [0093] The chemical formulas (II) show the chemical structures of the following compounds: the sulfonic acid type 
ETFE-g-PSt membrane introducing amino dimethylene phosphonic acid groups (the chelate groups) in Example 12; 
and the sulfonic acid type ETFE-g-PSt membrane introducing amino diacetic acid groups (the chelate groups) in Ex- 
ample 13. 

20 Chemical formulas (II) 

[0094] The sulfonic acid type ETFE-g-PSt membrane introducing amino dimethylene phosphonic acid groups (the 
chelate groups) in Example 12 



25 



30 



35 



40 



^CF r CF 2 ^CH-CH 2 ^r 
? H 2 S0 3 H 

HC-b CI<2P(0)(OH)2 
^ . (p=0.254) 



[0095] The sulfonic acid type ETFE-g-PSt membrane introducing amino diacetic acid groups (the chelate groups) in 
Example 13 . _ 



-^CF r CF 2 ^GH-CH 2 ^ 
HCH§> 



50 "jj-p 

CHrN< 

T p 

(p=0. 254) 



2 PU II/CH2COOH 

* N< CH z C00H 
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[0096] With respect to the sulfonic acid type ETFE-g-PSt membrane introducing amino dimethylene phosphonic acid 
groups in Example 12, the sulfonic acid type ETFE-g-PSt membrane introducing amino diacetic acid groups in Example 
13, and the sulfonic acid type ETFE-g-PSt membrane having a graft ratio of 54 % in Comparison example 4, the 
oxidation resistance test was conducted by measuring a weight keeping ratio, a water content and a conductivity. The 
5 details will bedescribed hereinafter. The oxidation resistance test was performed by immersing each electrolyte mem- 
brane in 100 ml of 3 % hydrogen peroxide solution with additives of 2 ppm iron (II) chloride and then performing a 
reflux process. 

[0097] Fig. 3 shows the relation between a weight keeping ratio (%) and a period of time for treatment with hydrogen 
peroxide (min). A treatment time with hydrogen peroxide (min) is plotted on abscissa, and a weight keeping ratio (%) 
10 is plotted on ordinate . Based on the results shown In Fig. 1 , the sulfonic acid type ETFE-g-PSt mem brane in Comparison 
example 4, to which the chelate groups were not introduced, was reduced in weight after 10 minutes passed from 
starting immersion, and then entirely dissolved. 

[0098] On the contrary, a degree of reduction in a weight keeping ratio (%) was not relatively large in the case of the 
sulfonic acid type ETFE-g-PSt membrane introducing amino dimethylene phosphonic acid groups in Example 12 and 
15 the sulfonic acid type ETFE-g-PSt membrane introducing amino diacetic acid groups in Example 13. Particularly, the 
sulfonic acid type ETFE-g-PSt membrane introducing amino dimethylene phosphonic acid groups in Example 12 
showed satisfactory results because a weight keeping ratio thereof was remained at approximately constant for 100 
minutes under condition of immersion in hydrogen peroxide solution. 

[0099] The reason that the sulfonic acid type ETFE-g-PSt membrane introducing amino dimethylene phosphonic 
20 acid groups in Example 12 showed more excellent results than the sulfonic acid type ETFE-g-PSt membrane intro- 
ducing amino diacetic acid groups in Example 13 is considered as following: a coordination power of the amino dimeth- 
ylene phosphonic acid groups in Example 12 under coexistence with sulfonic acid groups, was more excellent than 
that of the amino diacetic acid groups in Example 13, so a trapping efficiency of metal ions (in this case Fe 2+ ), entering 
into an electrolyte membrane, was excellent. Additionally, the dimethylene phosphonic acid groups have the stronger 
25 power, which causes an electrolyte density to rise, than the amino diacetic acid groups. This fact contributed to im- 
provement of the oxidation resistance in the point of its structure. 

[0100] Fig. 4 shows the relation between a water content (%) and a treatment time with hydrogen peroxide (min) 
with respect to Example 12, Example 13 and Comparison example 4, In respect of the water content variation, the 
electrolyte membrane in Example 12 and Example 13 were excellent. Particularly, Example 12 which introduces the 
30 amino dimethylene phosphonic acid groups showed a rise in a water content (%), but its degree was smaller than that 
of Example 13 which introduces the amino diacetic acids. Thereby it was indicated that Example 12 was more excellent 
than Example 13. 

[0101] Fig. 5 shows the relationship between a conductivity (S/cm) and a treatment time with hydrogen peroxide 
(min) with respect to Example 12, Example 13 and Comparison example 4. In the case of Example 12 and Example 
35 13, there was no large change in a conductivity even if they were immersed in for a long period of time. Particularly, 
in the case of Example 12 prepared by introducing amino dimethylene phosphonic acids, there was no tendency for 
a conductivity to fall and irregularity was small, while the tendency was observed in Example 13. It was indicated that 
the results of Example 12 were more excellent than that of Example 13. 

[0102] Next, by using each electrolyte membrane in Example 12, Example 13 and Comparison example 4, the pol- 
40 ymer electrolyte membrane fuel cells were respectively prepared. Then, the fuel cell properties were examined. The 
details of which will be described hereinafter. Driving conditions of each fuel cell were as following: 80 °C of an operating 
temperature of a fuel cell; 5 A/cm 2 of H 2 flow rate for supply to an anode; 4.4 A/cm 2 of 0 2 flow rate for supply to a 
cathode; 85 °C of water bubbler for H 2 ; and 70 °C of water bubbler for air. Under the conditions, a voltage was measured 
with sweeping currents. Fig. 6 shows the polarization characteristic of each fuel cell (the relation between a current 
45 density and a voltage) during an initial stage of each fuel cell running at that time. A current density (A/cm 2 ) is plotted 
on abscissa, and a voltage (V) is plotted on ordinate. 

[0103] Based on the result shown in Fig. 6, concerning the polarization characteristics during an initial stage, there 
was a tendency for a voltage (V) to decrease with the increase in a current density (A/cm 2 ) with respect to the sulfonic 
acid type ETFE-g-PSt membrane introducing amino dimethylenephosphonic acid groups in Example 12, the sulfonic 
50 acid type ETFE-g-PSt membrane introducing amino diacetic acid groups in. Example 13, and the sulfonic acid type 
ETFE-g-PSt membrane having a graft ratio of 54 % in Comparison example 4. It was indicated that each example had 
• almost nearly tendency, thus there was no difference in each fuel cell performance. 

[0104] On the contrary, there was a significant difference after 50 hours running of each fuel cell under the driving 
conditions as following: 80 °C of an operating temperature of a fuel cell; 0.835 A/cm 2 of H 2 flow rate for supply to an 
55 anode; 1.5 A/cm 2 of 0 2 flow rate for supply to a cathode; 70 °C of water bubbler for H 2 ; 50 °C of water bubbler for air; 
and 0.5 A/cm 2 of a constant current (accordingly, 1 .67 times as much as H 2 and 3 times as much as 0 2 ). Fig. 7 shows 
the results. Upon completion of 50 hours running, a current- voltage was measured, but the measurement was carried 
out by returning the conditions back to the initial conditions. 
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[0105] Based on the results shown in Fig. 7, according to the polarization curve after 50 hours running, there was 
an extremely fall in a cell performance with respect to the sulfonic acid type ETFE-g-PSt membrane having a graft ratio 
of 54 % in Comparison example 4 to which the chelate groups were not introduced. On the contrary, the sulfonic acid 
type ETFE-g-RSt membrane introducing amino dimethylene phosphonic acid groups in Example 12 and the sulfonic 
acid type ETFE-g-PSt membrane introducing amino diacetic acid group in Example 1 3 showed a tendency for a voltage 
to fall slightly with the increase of a current density (A/cm 2 ), but the results obtained were excellent. 
[01061 Based on the aforementioned results, it was confirmed that when the polymer electrolyte membrane were 
doped with the compounds containing the chelate groups or, when the chelate groups were introduced into the polymer 
electrolyte membrane by a chemical bond, then a fall in a conductivity of an electrolyte membrane was improved to 
be small in the case of the oxidation resistance test, furthermore, also in the case of running, the fuel cell showed the 
excellent current-voltage performance. 

[01 07] Based on these facts, it is taken into consideration that If the polymer electrolyte membrane are doped with 
the compounds containing the chelate groups or. if the chelate groups are introduced into the polymer electrolyte 
membrane by a chemical bonding, then even though metal ions (such as iron (II) chloride which causes hydrogen 
peroxide to be radicals, generated by electrode reaction in the fuel cell) are mixed therewith, but the metal ions are 
trapped by the chelate groups, thus hydrogen peroxide is prohibited from being radicals, thereby the electrolyte mem- 
brane is controlled so as not to be degraded due to radicals of peroxide, as a result, its lifetime is extended. 
[0108] There exists various types as the chelate groups as shown in Chemical formulas (III), the following are hsted 
up as the chelate groups: the carboxylic acid type groups, such as alkylamino monocarboxylic acid groups, alkylam.no 
dicarboxylic acid groups, dialkylamino monocarboxylic acid groups, and alkylimino carboxylic acid groups; the phos- 
phonic acid type groups, such as phosphonic acid groups, alkylamino monophosphonic acid groups, alkylamino di- 
phosphonic acid groups, dialkylamino monophosphonic acid groups, and alkylimino phosphonic acid groups. 
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Chemical formulas (III) 



10 



Phosphonic acid groups 
-P(0)(0H>2 
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A I ky I am i no dicarboxyl ic 
acid groups 

R u/R'COOH 
R N<; R*C00H 

A Iky I ami no monocarboxyl ic 
acid groups 

~ R ~ N< R' COOH 



A Iky I ami no di phosphonic 
acid groups 

_ R w .R-P(0) (0H) 2 
K ~ N V-P(0) (0H) Z 

A Iky I ami no monophosphonic 
acid groups 



-R-N< R ,_ p(0) (QH)j 



D i a I ky I ami no monocarboxyl ic Di a Iky I ami no monophosphonic 
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acid groups 

" R " N< R"C0OH 

Alkyl imino dicarboxyl ic 
acid groups 

-R-N-R' COOH 



acid groups 
R' 

-R-N< R ._ p(0) (0H)z 

Alkyl imino phosphonic 
acid groups 

-R=N-R'P(0) (0H) 2 



45 



[0109] Where R, R' and R" are hydrocarbon groups. 

[011 0] Chemical formulas (IV) shows the chelate groups definitely. 
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Chemical formulas ( IV) 



Methyl ami no di acetic 
acid groups 

-rw-U^COOH 
ur * w< ^C00H 



Methyl (ethylenediamine 
tr i acetic acid) groups 



Methyl ami no monoacetic 
acetic acid groups 

" C ^ N< CH 2 C00H 



I mi no propionic acid groups 
-NCHAC00H 



Phosphonic acid groups 
: -P (0) (0H) 2 



Methy I am i no-N-methy I - 
acetic acid groups 

-ChVN<^ COOH 



Methy I ami no d i (methy I phosphon i c 
acid) groups 

rM^Cft-P (0) <0H)i 
-ChrN< c ^ p(0)(0H)2 



Methy I ami no monocarboxy I ic 
acid groups 

-ChVN< RC00H 



jomethyl phosphonic 
acid groups 

H 

"" N< CHrP(0) (0H) 2 



Methy I ami no dicarboxy I ic 
acid groups 

utr!K R , CQ0H 



[0111] The chelate groups trap metal ions which promote that hydrogen peroxide to be radicals. Thereby it is avoided 
that the polymer electrolyte membrane is degraded due to radicals of hydrogen peroxide, thus It is achieved that the 
polymer electrolyte membrane can be maintained at a stable condition for a long period of time. 
[0112] The present invention is not limited by any of the details of description, and modification and variation of the 
invention is possible in light of the above teachings. For example, the electrolyte membrane employed for the above 
mentioned embodiment was an example using the graft copolymer having the main chains of ethylene tetrafluoro eth- 
ylene having sulfonic acid groups, the polyether sulfone having sulfonic acid groups, and the polyether ether ketone 
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having sulfonic acid groups, but other than these ones, the present invention may be applied to various materials, such 
as the styrene divinylbenzene sulfonic acid type materials, conventional electrolyte materials, or prospective and in- 
ventive electrolyte materials. 

[0113] In addition, various materials may be used as the compounds containing the chelate groups other than above 
mentioned poly(vinylphosphonic acid). As various materials may also be used as the chelate groups as described 

[0114] Next Example 14 and Example 15 of the present invention were prepared by impregnating a fuel cell elec- 
trolyte membrane with a water-insoluble compound having metal-trapping property (a hydrophobic molecular weight 
is more than or equal to 300); Example 16 and Example 17 of the present invention were prepared by impregnating a 
fuel cell graft membrane partially-containing a basic group with the acidic (polymer) compounds having metal-trapping 
property. 

Example 14: The electrolyte membrane impregnated with a water-insoluble compound 1 having the chemical formula 
(V) 

[0115] The ETFE-g-PSt membrane having a graft ratio of 40 % was prepared, and then it was immersed in tetrahy- 
drofuran solution of a water-insoluble compound 1 (10 wt %) having a chemical formula (V), under a temperature of 
25 °c for 24 hours. Thereby the electrolyte membrane doped with the compound 1 was prepared. Based on the weight 
variation, a doping ratio was found, it was 20 wt %. 

Chemical formula V 

The compound 1 




Example 15: The ETFE-g-PSt membrane impregnated with a water-insoluble compound 2 having a chemical formula 
(VI) 

[011 61 The ETFE-g-PSt membrane having a graft ratio of 40 % was prepared, and then it was immersed In tetrahy- 
drofuran solution of a water-insoluble compound 2 (10 wt %) having a chemical formula (VI), under a temperature of 
25 "C for 24 hours. Thereby the electrolyte membrane doped with the compound 2 was prepared. Based on the weight 
variation, a doping ratio was found, it was 22 wt %. 
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Chemical formula VI 



The compound 2 




Comparison example 5: The electrolyte membrane not impregnated with a water-insoluble compound 

[0117] As Comparison example 5, the ETFE-g-PSt membrane having a graft ratio of 40 %, prepared in Example 1 4 

ribrane impregnated with a water-insoluble compound 1 having the chemical formula (V) ,n Example 14, and the 

with a water-inso.ub.3 compound 2 having the chemical formula (VI , , .Mpm. 
S !SSS membrane not impregnated with a water-insoluble compound in Companson example 5. The details 

2S7 reltntsfw^ctn^d based on the following procedures. Firstly, each electrolyte membrane (oom- 
, LomLanpnn Examole 14 and Example 15 was immersed in water of 80 °C for 24 hours. Subsequently, an 
^Td^^SJli^ or™ evaluate the staying ability of the d,pe compounds 
Shrine It is indicated that if an amount of dedoping is great then the doping compounds .s not excellent .n the 
^t^^I^^Xng compounds is excellent in the staying ability. With respect to Comparison example 
5 the elution test was not performed because it was not impregnated. 

[0 20] The procedures of the elution test were as following. The doped membrane (approximately 25 _ cm?) was 
Slersed in 8? °C water (1 00 ml) for 24 hours. Subsequently, an amount of dedoping was found by the we.ght vanat,on 

SST ^I'^'SS^^ i-mersion test was performed as following. Each electrolyte membra ne 
compostt ^membrane n Sample 14. Example 15 and Comparison example 5 was immersed in hydrogen peroxide 
En for T 5 minutes Subsequently, a weight keeping ratio of each electrolyte membrane was examined. It .s M- 
catei that if a weight Keeping ratio is low, then it is not excellent in the oxidation resistance performance, rf not. then 
it ta excellent in the oxidation resistance performance. 

S definite procedures for examining a weight keeping ratio was following the same procedures as m Ex- 
ample 1 , except that a period of time for immersion was 1 5 minutes. 
[0123] The results are shown in Table 5. 
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Table 5 





An amount of dedoping 


A weight keeping ratio of H 2 0 2 


Example 14 


0% 


90 % 


Example 15 


0% 


90 % 


Comparison example 5 




0% 



[0124] Based on the results as shown in Table 5, each amount of dedoping was 0 % in Example 14 and Example 
15. It was indicated that dedoping was not occurred. In the electrolyte membrane with which a water-insoluble com- 
pound was impregnated, a weight keeping ratio of H 2 0 2 was 0 %. While, in both of the electrolyte membrane in Example 
14 and Example 15, each weight keeping ratio of H 2 0 2 was 90 %, satisfactorily. Based on the aforementioned results, 
it was indicated that when the electrolyte membrane was Impregnated with a water-insoluble compound, then elution 
of the dope compounds could be suppressed and the fuel cell properties could be maintained for a long period of time. 
[0125] In general, during a fuel cell driving, water is not only produced but also introduced into the cell by humidified 
gases. In the preferred embodiment, the reason why elution of the dope compound from electrolyte was suppressed 
is considered as following: electrolyte was doped with such a water-insoluble compound as to have a molecular weight 
of 200 or more by using organic solvent, therefore, the dope compound did not eluted from the membrane and not 
dissolved into waterduring a fuel cell running. Because, when the membrane was doped with water-soluble compounds, 
then the dope compounds eluted from the membrane easily and dissolved in water, resulting in dedoping during a fuel 
cell running. The reason why a molecular weight of hydrophobic part was defined as 200 or more was to ensure a size 
necessary for forming the hydrophobic interaction between the dope compounds and the hydrophobic part in the elec- 
trolyte membrane. More preferably, a molecular weight of a hydrophobic part may be more than or equal to 250, more 
preferably be more than or equal to 300, and more preferably be more than or equal to 400. Because, with the increase 
of a molecular weight, a hydrophobic interaction becomes large. 

Example 1 6: The electrolyte membrane partially-containing a basic group and being impregnated with an acidic polymer 
compound having metal-trapping property 

[0126] The ETFE membrane after irradiation with an electron ray of 20 kGy was immersed in a mixture solution 
composed of styrene and vinylpyridine (a ratio of mixture between styrene and vinylpyridine is 95 : 5) so as to react 
them for 4 hours under a temperature of 60 °C. Thereby the ETFE membrane having a graft ratio of 45 % was prepared. 
[0127] Subsequently, by using chlorosulfuric acids, sulfonic acid groups were introduced into the resulting ETFE 
graft membrane to prepare the graft membrane introducing sulfonic acid groups. Then, the resulting graft membrane 
introducing sulfonic acid groups-was immersed in vinylphosphonic acid solution (10 wt %) under a temperature of 25 
°C for 24 hours. As a result, the dope ratio was 2.5 wt %. 

Comparison example 6: 

[0128] As Comparison example 6, the electrolyte membrane having a graft ratio of 45 %, prepared in Example 16, 
was used. 

[0129] Next, the elution test and the hydrogen peroxide immersion test were conducted with respect to the ETFE- 
g-PSt membrane introducing sulfonic acid group in Example 1 6, in comparison with the ETFE membrane not introducing 
sulfonic acid group in Comparison example 6. The results of the elution test and the hydrogen peroxide immersion test 
and the evaluation thereof were conducted following the same procedures as in Examples 14. The results are shown 
in Table 6. 



Table 6 





An amount of dedoping 


A weight keeping ratio of H 2 O z 


Example 16 


0% 


98 % 


Comparison example 6 




70 % 



[0130] Based on the results as shown In Table 6, the amount of dedoping was 0 % In Example 16. It was indicated 
that dedoping was not occurred. In the electrolyte membrane in Comparison example 6 with which the acidic polymer 
compounds having metal-trapping property were not entirely impregnated, a weight keeping ratio of H 2 0 2 was 70 %. 
While, in the electrolyte membrane in Example 16, a weight keeping ratio of H 2 0 2 was 98 %, satisfactorily. Based on 
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the aforementioned results, it'was indicated that when the electrolyte membrane partially-containing a basic group 
(pyridine group) was impregnated with the acidic polymer compounds having metal-trapping property, then elution of 
the dope compounds could be suppressed and the fuel cell properties could be maintained for a long penod of time. 

Example 17: The electrolyte membrane partially-containing a basic acid group, the membrane being impregnated with 
the acidic polymer compounds having metal-trapping property 

r01311 The' ETFE membrane after irradiation with an electron ray of 20 kGy was immersed in a mixture solution 
composed of styrene and vinylimidazole (a ratio of mixture between styrene and vinylimidazole is 95 : 5) so as to react 
them for 4 hours under a temperature of 60 °C. Thereby the ETFE graft membrane having a graft ratio of 40 /», was 

foi32] ed Subsequentiy, by using chlorosulfuric acids, sulfonic acid groups were introduced into the resulting ETFE 
graft membrane to prepare the graft membrane with a sulfonic acid group introduced. Then, the iresutong graft mem- 
brane with a sulfonic acid group introduced was immersed In vinylphosphonlc acids solution (10 wt %) under a tem- 
perature of 25 °C for 24 hours. As a result, the dope ratio was 2.5 wt %. 

Comparison example 7: 

[0133] As Comparison example 7, the electrolyte membrane having a graft ratio of 40 %, prepared in Example 17, 

r0134r d Next, the elution test and the hydrogen peroxide immersion test were conducted with respect to the ETFE 
graft membrane introducing sulfonic acid groups in Example 17, in comparison with the ETFE 9™*™™*™* " ot 
fntroducing phosphonic acid groups. The results of the elution test and the hydrogen peroxide "™ M »nM wd *e 
evaluation thereof were conducted following the same procedures as in Examples 14. The results are shown ,n Table 7. 

Table 7 





An amount of dedoping 


A weight keeping ratio of H 2 0 2 


Example 17 


0 % 


98 % 


Comparison example 7 




72% 



,01351 Based on the results as shown in Table 7, an amount of dedoping was 0 % in Example 17 It was indicated 
t d dop ng was not occurred. In the electrolyte membrane in Comparison example 7 with which the aadic ^mer 
compound having metal-trapping property were not entirely impregnated, a weight keep.ng rat.o of H 2 0 2 was 72 A. 
WhTe" he e Zdyte membrane' in Example 17, a weight keeping ratio of H 2 0 2 was 98 %, satisfactorMy Basod on 
L aforementioned results, it was indicated that when the electrolyte membrane part.ally-impregnated w,th a bas.c 
arou Mdazole group) was impregnated with the acidic polymer compound having metal-trapping property, then 
eZn oHhe Z Sound, could' be suppressed and the fuel cell properties could be maintained for a long penod 

mm In Example 16 and Example 17, elimination of the dope compounds from electrolyte was suppressed, the 
o Is consfdered as following: to introduce the acidic polymer compounds having meta,-trapp,ng property unto he 
graft membrane partially-containing a basic group (pyridine group, imidazole group) acts on them so as to form the 
acid-base interaction therebetween (see Fig. 8). 

[0137] Next, the elution test and the hydrogen peroxide immersion test were conducted with rasped £1* *»! c*fl 
electrolyte membrane which was prepared by processes of impregnating with the monomer (polymer having metal- 
SpXroperty, then cross.inking and making to be composite in Example 1 8. and the fuel ce electrolyte .membrane 
whteh was prepared by processes of impregnating with the monomer (polymer) having metal-trap^ng property, then 
crasslS and making to be composite in Example 19. in comparison with the electrolyte membrane not en .rely 
^Z^yhZJL etc., having metal-trapping property. The details of which will be described herembe.ow. 



Example 18: 

f0138l The graft membrane having a graft ratio of 40 % was prepared. Subsequently, the resulting graft membrane 
was Ll sed in a mixture solution composed of vinylphosphonlc acid (10 wt %) and j^"^". ^uifan« 
add 0 5 wt %) under a temperature of 25 -C for 24 hours so as to perform doping. A doping rauo was found based 
on the weightvariation. the doping ratio was 9 wt %. Next, the resulting electrolyte membrane ™ -""^ " 
ultraviolet ray so as to cause monomer polymerization, then the remaining monomer was el.mmated by washing with 
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water. The resulting composite membrane had a dope ratio of 7 wt %. 
[01 39] A dope ratio was found by following Expression 6: 



x- ^ ((Weight of membr ane after crosslinking and washing) - (Starting weight)) x 100 
Expression 6 (Dope ratio) = U *- (Starting weight). . 
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Example 19: 

[0140] The graft membrane having a graft ratio of 40 % was prepared. Subsequently, the resulting graft membrane 
was immersed in a tetrahydrofuran solution containing vlnylphosphonic acids diethyl (10 wt %) and divinylbenzene 
(0.5 wt %) under a temperature of 25 °C for 24 hours so as to perform doping. A doping ratio was found based on the 
weight variation, the doping ratio was 5 wt %. Next, the resulting electrolyte membrane was irradiated with an ultraviolet 
ray so as to cause monomer polymerization, then the remaining monomer was eliminated by washing with tetrahydro- 
furan solution, and then the resulting membrane was refluxed in concentrated hydrochloric acids for 2 hours. The 
resulting composite membrane had a dope ratio of 4 wt %. 

[0141] A dope ratio was found by following the same procedures as in Example 18. 
Comparison example 8: 

[0142] As Comparison example 8, the electrolyte membrane having a graft ratio of 40 %, prepared in Example 18 
and Example 19, was used. [ 

[0143] Next, the elution test and the hydrogen peroxide immersion test were conducted with respect to the electrolyte 
membrane in Example 18 and Example 19, in comparison with the electrolyte membrane in Comparison example 8. 
The results of the elution test and the hydrogen peroxide immersion test and the evaluation thereof were conducted 
following the same procedures as in Example 14. The results are shown inTable 8. 

TableB 





An amount of dedoping 


A weight keeping ratio of H 2 0 2 


Example 18 


0% 


95 % 


Example 19 


0% 


95% 


Comparison example 8 




0 % 



[0144] Based on the results as shown in Table.8, an amount of dedoping was 0 % in Example 18 and Example 19. 
It was indicated that dedoping was not occurred. In the electrolyte membrane in Comparison example 8 with which 
monomer (polymer) having metal-trapping property was not entirely impregnated and, for which a crosslinking process 
and a composite process were not performed, a weight keeping ratio of H 2 0 2 was 0 %. While, in the electrolyte mem- 
brane in Example 18 and Example 19, each weight keeping ratios of H 2 0 2 was 95 %, satisfactorily. Based on the 
aforementioned results, it was indicated that when the electrolyte membrane was impregnated with the compounds 
having metal-trapping property and then was processed by polymerization and/or crosslinking, then it could be sup- 
pressed that elution of the dope compounds having metal-trapping property from the electrolyte membrane during a 
fuel cell running and the fuel cell properties could be maintained for a long period of time. 

[0145] In Example 18 and Example 19, elution of the dope compounds from electrolyte was suppressed, the reason 
is considered as following: the polymerization and/or crosslinking for the compounds having metal-trapping property 
acts on them so as to form the interpenetrating network with the'polymers composing the electrolyte (see Fig. 9). 
[0146] The present invention is not limited by any of the details of description, and modification and variation of the 
invention is possible in light of the above teachings. For example, as the polymer (monomer) having metal-trapping 
property, which is suitable for being impregnated into electrolyte, other than examples in Example 1 8 and Example 1 9, 
various kinds of the dope monomer and the dope polymer may be employed. For example, the dope monomer may 
satisfactorily be a monomer which has a functional group and/or a precursor thereof having metal-trapping property, 
susceptible to cross-linking and polymerizing. The functional groups may satisfactorily be phosphonic acid groups, 
carboxylic acid groups, amino groups, pyridine groups, imidazole groups, thiol groups, chelate groups composed by 
combining these functional groups, and the like. Polymerization groups are not also limited, but for example, the po- 
lymerization groups may satisfactorily be the functional group capable of performing addition polymerization, conden- 
sation polymerization, ring-opening polymerization, the reactive groups having carbon double bond capable of per- 
forming radical polymerization, and the like. Crosslinking agents for use in these chemical reaction, are not also limited, 
but for example, the crosslinking agents may satisfactorily be the compounds having the corresponding reactive groups 
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in a molecule, the compounds having two or more of the reatctive groups capable of reacting with the corresponding 
reactive groups, and the like. Particularly, so as to occur radical reaction, such one may be preferable that has carbon 
double bond capable of performing radical polymerization, such as divinylbenzene. 

[01471 Furthermore, the dope polymer may satisfactorily be the polymer susceptible to cross-Hking and have a func- 
tional group having metal-trapping property and/or a precursor of the functional group. As mentioned above, the func- 
tional groups may satisfactorily be phosphonic acid groups, carboxylic acid groups, amino groups pynd.ne groups, 
imidazole groups, thiol groups, and chelate groups and the like. Crosslinking agents for use m these .chemical reaction . 
are not also limited, but for example, the crosslinking agents may satisfactorily be the compounds having two or more 
of the reactive groups capable of reacting with the corresponding reactive groups. 

roi4Bl The foregoing description of the preferred embodiments of the invention has been presented for purposes of 
llustration and description. It is not intended to be exhaustive or to limit the invention to the precise form d.sc osed 
and modifications and variations are possible in the light of the above teachings or may be acquired J ^ 
2 invention. The embodiments chosen and described in order to explain the principles of the mvention and Its practice 
application to enable one skilled in the art tc utilize the invention in various embodiments and wrth various mod.ficat.ons 
as are suited to the particular use contemplated. It is intended that the scope of the invention be defined by the cla.ms 
appended hereto, and their equivalents. 



Claims 
1. 



Solid polymer electrolyte having high-durability, comprising a polymer electrolyte material having a hydrocarbon 
part, wherein a chelate group and an electrolyte group are introduced into the polymer electrolyte matenal. 

2. The solid polymer electrolyte having high-durability, according to claim 1, wherein said chelate group contains 
' nitrogen. • 

3. The solid polymer electrolyte having high-durability, according to claim 2, wherein said chelate group contains a 
phosphonic acid group. 

4 The solid polymer electrolyte having high-durability, according to claim 3, wherein said chelate group comprises 
at least one acid group seiected from the group consisting of alkylamino monophosphon.c ac.d groups, alkylam.no 
dlphosphonic ado groups, dialkylamino monophosphonic acid groups, alkylalkylene diamine tnphosphomc acd 
groups, and alkylimino phosphonic acid groups. 

5. The solid polymer electrolyte having high-durability, according to claim 2, wherein said chelate group contains a 
carboxylic acid group. 

6 The solid polymer electrolyte having high-durability, according to claim 5, wherein said chelate group comprises 
It leas one acTd group selected from the group consisting of alkylamino monocarboxylic acid groups, eHcylam.no 
dicarboxylic acid groups, dialkylamino monocarboxylic acid groups, alkylalkylene diamine tricarboxylic ac.d groups, 
and alkylimino carboxylic acid groups. _ 

7. The solid polymer electrolyte having high-durability, according to claim 1, wherein said chelate group contains a 
phosphonic acid group. 

8 The solid polymer electrolyte having high-durability, according to any one of claims 1 to 7, wherein said chelate 
group is introduced into said polymer electrolyte material by a chemical bond. 

9 The solid polymer electrolyte having high-durability, according to any one of claims 1 to 7. wherein said chelate 
' group is introduced by mixing said polymer electrolyte material with a compound having a chelate group. 

1 0 The solid polymer electrolyte having high-durability, according to any one of claims 1 to 9, wherein said electrolyte 
group contains a strong acid which forms a chemical bond with said hydrocarbon part. 

11. The solid polymer electrolyte having high-durability, according to claim 10, wherein said strong acid group Is a 
sulfonic acid group. 

12. The solid polymer electrolyte having high-durability, according to any one of claims 1 to 11, wherein said hydro- 
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carbon part has such structure, that styrene is graft-polymerized to a polymer partially-containing fluorine. 

13. The solid polymer electrolyte having high-durability, according to any one of claims i to 11, wherein said hydro- 
carbon part contains a polymer partially-containing an aromatic compound. 

5 

14. The solid polymer electrolyte having high-durability, according to any one of claims 1 to 13, wherein a proton 
conductivity is more than or equal to 10" 2 S/cm. 

15. The solid polymer electrolyte having high-durability, according to any one of claims 1 to 14, being in a shape of 
10 membrane. 

16. Membrane electrode assembly, produced by bonding an electrode with said solid polymer electrolyte having high- 
durability as according to claim 15. 

15 17. Electrochemical device which employs said membrane electrode assembly as according to claim 16. 

18. Fuel cell which employs said membrane electrode assembly as according to claim 16. 
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FIG. 1 
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FIG. 2 



0. 20 




Comparison example 1 



Example 8 
▲ • 



Example 6 
— rO , 



0 2 4 6 8 
Time for oxidation resistance test (hours ) 



28 



EP 1 110 992 A1 



FIG. 3 
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FIG. 4 
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FIG. 5 
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FIG. 8 
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FIG. 9 
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